. 1R-and MS data of compounds ( I ) and (2).
( I ) , IR (KBr): 3165, 3145 (furan), 3082 (=CHI), 3037 (=C-H), 1766, 1745 (ester carbonyl), 1688 (c&unsaturated six-memhered ring ketone), 1504 (furan), 1247 (C-O), 881 and 874cm-' (furan and =CH2) (I), MS: m/e=554 (3.8%, M+), 494 (7.6%) , 476 (2.2%), 434 (9.2%), 346 (9.8%), 345 (8.7%, Ring-C-D fragment), 225 (39%), 209 (loo%, Ring-A fragment), 208 (78 %), 177 (40 %), 121 (52 %) ( 2 ) , IR: essentially the same as the spectrum of ( I ) ( 2 ) , MS: m/e=612 (2 %, M+), 552 (2.6 %). 492 (2.5 %), 432 (1.5 %), 345 (5.9%, Ring-C-D fragment), 267 (74%, Ring-A fragment), 225 (32%), 207 (100%, Ring-A fragment -60), 175 (IS%), 137 (34%), 121 (15%) -Structure of 6-acetoxytoonacilin (2): From the greater mass of (2) compared to that of ( I ) (a difference of m/e=58), an additional acetoxy signal at 6=2.21, a -CH-0 signal at 6=5.31, and the simplification of the H5 signal in the 'H-NMR spectrum with hardly any other alteration in the pattern of the signals, it was concluded that (2) must be the acetoxy derivative of (I ). The structure and stereochemistry of (2) were confirmed by X-ray structural analysis (Fig. 1) . Received: March 6, 1978 [Z 973 IE] revised: March 28, 1978 German version: Angew. Chem. 90,476 (1978 ~-
[l] R. Steets, Dissertation, Universitat Giessen 1976; and references cited therein.
[2] P. R. Zanno. 1. Miura, K . Nakanishi, J. Am. Chem. SOC. 97, 1975 SOC. 97, (1975 , and references cited therein.
[3] D. Lauie A stereospecific phenyl addition at the azomethine carbon has been proposed to occur in the reaction of C6H& with [C5H5Mo ( bond, and formation of a M o -C bond to give a three-membered ring.
The cationic pyridinecarbaldimine complexes (1) react with excess CH3Li to give the neutral compounds (2) and ( 3 ) . A strong N-H stretching vibration in the IR spectrum corresponds in the 'H-NMR spectrum to a NH-CH coupling in the N-alkyl group of (2) and ( 3 ) and a NH-CH coupling within the three-membered ring of (3), both of which collapse on addition of D,O. In the complexes (2) the methyl substituent introduced gives a singlet. The structural relationship of both types of complexes (2) and (3) also is apparent from the similar 13C-NMR spectra.
Compound (2) with R=CH(C&)C& forms orange monoclinic crystals (space group P2Ja) with cell constants V=2033.5A3, dca,c=1.44g.cm-3, Z=4. From 6364 measured reflections (MoKz radiation, E, =0.71069A) 3268 were used for the refinement of the structure ( R value 5.4%). The dominant structural feature of the molecule is a q'-aminomethylene ligand with trans arrangement of the large pyridyl and 1 -phenylethyl substituents. In accord with exclusive fora = 17.053(9), b= 11.185(5), C= 11.01 1(3)& p= IO4.48(3)"; mation of the trans structure, the NMR spectra of (2) and ( 3 ) each exhibit only one set of signals.
Compounds ( 2 ) and ( 3 ) correspond to a previously described complex distances and angles in the threemembered ring of (2) are comparable with those in (CO),MnCHzNRz[41.
Procedure
To a suspension of ( 1 ) (5.6mmol) in THF (100ml) is added dropwise at room temperature LiCH3 (11.2mmol) in diethyl ether. The reaction is completed by 30 minutes' heating under reflux. On chromatography over Si02 with benzene [C5H5(C0)3Mo]2 is first eluted, then (2), and on addition of some ether also ( 3 ) . The products were recrystallized from ether/pentane at -35°C. Yields of (2) and ( 3 ) are 3-23%, depending on the substituents R. 
Received: April

[Fe2(NO)6]2+, A Binary Nitrosyliron C a t i o n " * ]
By Max Herberhold and Reinhard Klein"] In the isoelectronic series of tetrahedral carbonyl(nitrosy1)-iron complexes [Fe(C0)4-,(NO)n]"-z (n =0-4), the cationic members (2) and (3) We attempted the preparation of (2) by reaction of the neutral complex ( 1 ) with NO'PF, and found that even less than an equimolar amount of the nitrosyl salt effects cleavage of both CO ligands from the complex, leading to formation of the deep-green salt [Fe2(N0)6](PF6)2 ( 4 ) . This oxidation of ( 1 ) corresponds formally to the known['' formation of the mononuclear complex Fe(N0)3CI ( 5 ) from ( 1 ) and nitrosyl chloride.
The new compound ( 4 ) is also obtainable by removal of halide from ( 5 ) .
Particularly noteworthy, however, is the reaction of iron powder with NO'PF; in nitromethane, which also leads to ( 4 ) without passage of NO gas.
We assume that the cation of the green salt ( 4 ) has a binuclear structure in which the iron atom achieves a noble gas configuration: ON NO This structure is in agreement with the experimental findings on nitromethane solutions of ( 4 ) : 1. The 'H-NMR spectrum reveals diamagnetism. Cationic nitrosylmetal complexes are of interest for investiHexanitrosyldiiron(2 + ) is the first gations of example of a binary nitrosylmetal cation.
ExperirnentaP61
( 4 ) : NO'PF; (0.77g, 4.4mmol) is added to a solution of Fe(C0z)(N0)2 (0.52 g, 3 mmol) in dichloromethane (20 ml) and the mixture stirred for 2 h (evolution of gas), cooled to -3O"C, and filtered under Nz pressure through a cold (-30°C) frit. The dark-green residue consisting of ( 4 ) and unchanged NO'PF; is washed with CHzClz (2 x 30ml) and the combined washings and filtrate slowly cooled to -78 "C. The dark-green fibrous needles which crystallize out are washed several times with pentane (-40°C) and dried for 3 h at -78°C/20-2 torr. Yield 0.08-0.1Og (ca. 10%).
(6): NO'PF; (0.35g, 2 mmol) is added portionwise to a stirred solution of ( 1 ) (0.34g, 2mmol) in nitromethane (20ml) at -30°C. When evolution of CO has ceased (after ca. 5 min), a cold ( -30°C) solution of triphenylphosphane (0.54 g, 2 mmol) in nitromethane is added dropwise to the mixture. On subsequent addition of cold toluene lustrous green leaflets of (6) crystallize out which are then washed at -30°C with
